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Reaction of 2-(2-aminoaryl)perimidines J with
cyanogen bromide give 6-aminoquinazolino[3,4-
a]permidines 2, which on reaction with diethyl ethoxy-
methylene malonate 3 yield ethyl 4-oxo-4H- pyri-
mido[ l', 2': l, 2]quinazolino[3, 4-a ]perimidine-3-carb-
oxylate 4 and diethyl-N-(quinazolino[3, 4-a]perimidin-
6-yl)aminomethylene malonate 5. Compound 5a (R=H)
on pyrolysis affords 4a (R=H).
In continuation of our work on fused penrm-
dines'-4, and in view of the synthetic utility of di-
ethyl ethoxymethylene malonate 3 in building new
heterocyclic ring systems", we have now carried
out the reaction of 3 with 6-aminoquinazolino[3,4-
a]perimidines 2.
2-(2' -aminoaryljperimidine 1 on reaction with
cyanogen bromide in methanol at room tempera-
ture yielded 6-aminoquinazolino[3, 4-a [perimidine
2a-e. On refluxing equimolar mixture of 2 and
3 in xylene for 48 hr gave ethyl 4-oxo-4H- pyri-
mido[ 1', 2': 1, 2]quinazolino [3, 4-a ]perimidine-3-
carboxylate 4 and diethyl-N-(quinazolino[3,4-
a]perimidine-6-yl)aminomethylene malonates 5
(Scheme I).
The IR spectrum of 4a displayed absorptions at
1736 (C=O of COOEt), 1677 (C=O of CO-N) and
1640 cm-I (C=N); IH NMR spectrum of 4a re-
vealed signals at 8 1.4 (J=8 cps, t, 3H, -CH3), 4.35
(J=8 cps, q, 2H, -CH2), 7.15 to 7.7 (m, 7H, ArH),
7.9 (d, IH, CwH), 8.3 (d, lH. C9-H), 8.5 (s, IH,
C2-H) and 8.7 (d, IH, C6-H).
IR spectrum of 5a displayed absorbtions at
3409 1949 and 1624 cm-I characteristic for NH,, I
C=O and C=N respectively. Its H NMR spectrum
revealed signals at 8 1.4 (m, 6H, 2x-CH3)' 4.35
(m, 4H, 2xCH2), 7.1 to 7.75 (m, 9H, ArH), 8.4 (d,
Note
IH, C1-H), 9.2 (d, lH, C2-H) and 11.55 (d, lH,
NH, D20 exchangeable). However, the-mass spec-
trum lacks the molecular ion peak and exhibited a
peak at m/z 408 characteristic for M+-EtOH).
Compound rf (R=H) on refluxing in diphenyl
ether for 0.5 hr yielded 4 (R=H) supporting the
intermediacy of 5 in the formation of 4. The reac-
tion of 3 with 2 (R=H) in diphenyl ether at reflux
temperature for 1.5 hr directly furnished 4 (R=H).
Experimental
Melting points were determined using a sul-
phuric acid bath and are uncorrected. Mass spectra
were recorded on a V G Micromass VG7070H
Perkin-Elmer instrument; IH NMR spectra on a
Varian Gemini 200 MH instrument and IR spectra
on Perkin-Elmer FT-IR spectrometer.
2-(2' -Aminoaryl)perimidines 1 have been pre-
pared by the litrature method8.
6-Aminoquinazolino [3,4-a] perimidines 4 2a-e.
An equimolar mixture of 1 and cyanogen bromide
was stirred in methanol at room temperature for 12
hr. The excess solvent was evaporated and the
solid obtained was treated with water and filtered.
The crude mixture was purified over a column of
neutral alumina to afford 2a-e. Their charactrisa-
tion data are given in Table I.
Condensation of 2 with diethyl ethoxymethyl-
ene malonate 3. Formation of ethyl 4-oxo-4H-
pyrimido[I', 2':1, 2]quinazolino [3, 4-a]perimi-
dine-3-carboxylate 4a-e and diethyl-N-(quinazo-
lino[3, 4-a]perimidine-6-yl]aminomethylene malo-
nates 5a-e.An equimolar mixture of 2 and 3 was
refluxed in xylene for 48 hr. The excess solvent
was removed under reduced pressure and washed
with pet ether. The crude mixture was chroma-
tographed over a column of neutral alumina. The
initial fractions of pet. ether-benzene from the col-
umn yielded 4a-e and the latter fractions gave Sa-e.
The charaterization data for 4a-e and 5a-e are
given in Tables II and III respectively.
Pyrolysis of 5a. Compound 5a (0.3 g) was re-
fluxed in diphenyl ether (15 mL) for 0.5 hr. The
cooled reaction mixture was adsorbed on neutral
alumina and subjected to column chromatography.
The pet. ether fraction from the column yielded
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Table I-Characterization data of 6-aminoquinazolino[3,4-a ]perimidines Za-e
m.p. Yield MS lH NMR (CDCI3), 8 ppm Other
°C (%) (M+) NH2 ArH C1-H
(b) (m) (d)
205 90 284 5.4 7.15-7.6 8.25
175 90 298 5.5 7.0-7.6 8.2 2. I (s, 3H, -CH,
190 75 330 5.3 7.0-7.5 8.15
165 80 - 5.8 7.0-7.6 8.10
205 65
Compd R
diphenyl ether and the pet. ether-benzene fractions
afforded 4a.
Reaction of 3 with 6-aminoquinazolino[3,4-
a]perimidine 2a in diphenyl ether: Formation of
4a. An equimolar mixture of 3 and 2a was refluxed
in diphenyl ether for 1.5 hr. The reaction mixture
was subjected to chromatographic purification over
a column of neutral alumina. The pet. ether frac-
tions yielded diphenyl ether and the pet. ether-
benzene fractions afforded 4a.
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Table II-Characterization data of ethyl 4-oxo-4H- pyrimido[l' ,2': 1,2)quinazo-lino[3, 4-a)perimidine-3-carboxylates 4a-e
Compd R m.p. Yield MS 'H NMR (CDCI)), 0 ppm Others
°C (%) (m") -CH3- -CH2- ArH CwH C9-H C2-H C6-H
(t) (q) (m) (d) (d) (s)
1.4 4.35 7.15-7.7 7.9 8.3 8.5






































Table III-Characterization data of diethyl-N-( quinazolino[3,4-a ]perimidine-6-yl)aminomethyl enemalonates 5a-e
Compd R m.p. Yield 'H NMR (CDCI)), 0 ppm Other
°C (%) -CH3- -CH2- ArH C,-H C2-H NH
(m) (m) (m) (d) (d) (d)
Sa H 175 35 1.4 4.35 7.1-7.75 8.4 9.2 11.5
5b 4-CH3 140 20 1.3 4.15 7.15-7.6 835 8.85 10.95 2.2 (s, 3H,
CH3)
5c 3-N02 185 15 1.25 4.15 7.1-7.5 8.25 8.6
5d 2-CI 165 20 1.35 4.2 7.2-7.65 8.25 8.85
5e 2-Br 200 25
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